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Effect of albomycin on oxidation processes and nucleic acid metadolism
in Staphylococcus aureus and Becherichia coli [vith susmary in
German). Biokhimiia 22 no.l/2:148-153 Ja-F 157, (MIRA 10:7)

1. Biokhimicheskoye otdeleniye Khimicheskogo instituta Chekhoslovstskoy
akademii nauk, Praga.
(MICRUCOCCUS PYOGRNBS, effect of drugs onm,
elbomycin, on oxidation & nucleic acid metad, (Rus))
(ESCHERICHIA COLI, effect of drugs on
same)
(ANTIBIOTICS, offects,

alvonycin on B.coli & Micrococcus pyogenes aureus
oxidation & nucleic acid metab. (Rus)
(NUCLRIC ACIDS, metabolism,

t.co% & Alcrococcus pyogenes aureus, eff. of sldbomycin
Rus
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SCHi4, F.; HOMANUK, M,

"Terpenes, LXXTII cis~ and trans-bicylo (o, 3, 5) decane. In German.,”

ps 779 (Collection of Czechoslovzk Chemical Communications, Sbornik,Chekhoslcvats-
kikh Khimicheskikh Ratot) Vol. 22, no. 3, June 1957
Prasue, Czechoslovakia
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CZECHOSLOVAKIA/Organic Chemistry. Naturally Occurring Substances
and Thelr Symtiaetic Analogs. G-3

Abs Jour: Roferat Zhur-Xhimiye, llo &, 1958, 11420,

Author : Javolim, V., Streibl, M., Drlejs, L., and Sorm, F.

Inst ¢ Hot givon. ———

Title : G2 Termwmnes. LXXV. Cis- and Trans-homocarycphyllenic
Acid. LYXVI. Synthesis of 4,8,11,1l-tetramethylricyclo-
(c,2,7)-undecence (Caryophjllene)

orig Pub: Soornik Chekhoslov Khim Rabot, 22, No b, 1266-1276;
1277-1282 (1957) (in English with a summary in Ruseian)

Abstract: See Rzhkhim, 1957, L4661, Lh662.
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CiECHCSLOVAKIA/ NOrganic Chemistry. Maturally Occurring Eubstances
and their Synthetic Analogs. G-3

! Abs Jour: Referat Zhur-Khimiya, No b, 1958, 11457,

Author : Smvt, J., Beranek, J., Slcker, J., and Sorm, F.
Test :
Title : Syn*kbecic of h-emin-3-isncxazolidcne (Cycloserine)

Orig Pub: Chem Listy, 51, Io 1, 112-122 (19572 (in Czech);
Shormik chekXoslov Khim Babot, 22, ho\l, 2-27
(in English with a summary in Russian,

A . The antibiotic cycloserine (I) (see RZhxhim, 1956,

Abstract %23;!)1 has been ys’:,rntl:esizoec‘i. from the methyl ester if
N.-tritylserire (II) via the methyl ester of O-mesy.-
N-tritylserine (111), l-trityl-z-carbomﬁhosyethylene-
tmine (IV), which on reaction with NHpOH.HCL gives
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CZECHOSLGVAKIA/Crgnnic Chemistry. Naturally Occurring Substances
and their Synthetic Analogs. G-3

Abs Jcur: Referat Zhur-khimiya, ilo 4, 1953, 11457.

hydreamic acid (V); the latter adds HCL with the forma-
ticn of the hydrochloride of’), -amino- r, -chloropropichy-
drexamie acid (VI); strongly basic anioa exchange re-
sins cyclize VI to I. For comparison purnoses h-benzyl-
amine- (IX) and 4-benzhydrylaminoisocxazolidone-3 (X)
were synthesized frem N-benzyl-2-carbormethoxyethyleneimine
(VII) and N-benzhydryl-2-carbemethoxyethyleneimine (VIII)
by the same method. l-benzylethyleneimine-2-carbchy-
droxamic acid (XI) is syntkesized by refluxing 87.5 gnms
of the xethyl ester of 1,2-dibromopropionic acid sic]
in 550 ml CgHg for 3 hrs with 71.h gms triethylamine and
35.2 gms benzylamine, shaking the mixture with water for
12 hrs and allowing the mixture tn stand with VII /TN:
reaning appears garbled/ for 48 hrs, cbtained by eva-
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CZECHOSLOVAHTA/Crranic fremistry. Naturally Occurricg Substanceg-3
and their Synthetic Anslegs.

L
Avs Jour: Referat Zhur-Khimiye, No b, 1958, 11L467.

0.5 liter CH30d with 12.5 ars NapCOy in 1 literowla;:er,
alleviu;, to stard b days, and acidifying wri'th 5 L2 o
GH3¢OAH in 2C0 ml alechol; the yleld is 737, = 139-f
(dzcomp: from CHq0H). Hydrogeration and hydre_y: 8 cf

the lattar preduct glve serire. The hyf‘:rogefmt on o

0.03 ol X in iCO mxl alcoh:é and lfm%rgnggggg :;e;_

05 by 800 mlL Ho gives 2.15 gzs of th :
i;gshyérylserine? gp 142-1440 (frem aleckol). A ﬁi;tgiic-
¢2 0.03 mol II, 50 ml dry Eyridine, an?Lz.S rl me y;er
ride is kept 24 hrs at 0.4, diluted with 2C0 xé%nw?f
and CHCly; III is extracted in 904 yleld{ mp 1 : mirog
benzene-alcohol) ©0.CL mol II in 50 ml dioxane is mze o
with M08 (prepared frem 1b grs IHPOM.ECL in 1CO a
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CZECHCSLOVAKIA/Crganie chemistry. iiaturally Occurricg Sub-
stances and their Synthetic Analogs. G~3

Abs Jour: Referat Zhur-Khimiya, o 4, 1958, 11457.

Cii30H and 5.9 grs ¥a in 80 ml c33ox) 3 after 3 days
the reaction mixture is diluted with 100 ml water,
and neutralized with C43COCH; further dilutien re-
sults in the formation of a precipitate (33 gms)
of li-tritylserinehydroxamic acid, mp 1090 (cuz0m);
the product contains 1 mclecule of corbined CHR0E.
A mixture of 0.2 mnl IIT, 20 ml Cgrg, 1 ml CH3CH,
and 2.5 gms N-ethylpiperidine is refluxed 8 hr3,
diluted with 15 ml CHCL » wasked with water, and
evaporated; the yield of IV is 80¢, rp 130-131°
(from benzene-cyclohexane). Cn sterding for 3 days
& mixture of 0.18 mol IV in 100 ml diawane and
25.2 gns NHQON.ECL and 12.4 grs Na in 150 ml CH3Oi

Card : 8/10
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Abs Jour: Referat chur-ihimiyas, ilo 4, 1958, 11L57.

gas; after 3 hrs VI is obtained by sucticn filtration,
yield 66¢, mp 191° (decomp; frcm CH30H-ether). Hydro-
genntion and hydrolysis of the latter product give

X1T. 0.05 mol VI in 100 ml water is_passed for 10 min
through a column containing 300 ml [ sic_7 of amberlite
IRA-UOCC anion exchange resin (strongly basic), the
enlum is washed with 1 liter water (1 hr), and the
product is eluted at 0° with 20§ CH,COOH. The eluate
is collected until the pH attains 578, and the solution
(60 ml1) is diluted with 450 ml alcchol; at -50° DL-I
precipitates, yleld 51, mp 1h1-142.50 (frem 20
alcchol).
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CZECHOSLOVAKIA/Organic Chenistry. Naturally Occurring Sub-
stances and Their Synthetie Analogs. G-3

Abs Jour: Ref Zhur-khinm., No 13, 1958, 43491.

Author : Fajkos J., Sorn F.

Inst : D —

Title : On Steroids. XXVIII. Synthesis of Analogues of
Progesterone and Desoxycorticosterone With the
Side Chain in Position 16.

Orig Pub: Sb. chekhosl. khim rabot, 1957, 22, No 6, 1873-1886.

Abstract: See RZhKhim, 1958, 11432.
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Substances and Their Synthetic Analogs. c-3

Abs Jour: Ref Zhur-Khim., No 13, 1958, L347h.

Author : Suchy M., Herout V., Sorn F..

Inst
Title : On Terpenes. LXXVII. On the Nature of Arctiopicrin --
the Unsaturated Lactone from Arctum Mines Dernmh.

Orig Pub: Sb. chekhosl. khim. rabot, 1957, 22, No 6, 1902-1908.

Abstract: See RzZhkhim, 1957, 54u90.




"APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4

oultl, F.

"Academician R. Luxes at sixty."” p. 399.

Institute of Ap;lic . Physies , (Crochoslovas Aciwry of Jeiceners.) Vel. 51, no. 3,

e LS.

EAsT
50:  Monthly Index of ,European Accession (EEAI) LC, Vol. 7, No. 5 May 1958

APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4"



"APPROVED FOR RELEASE: 08/25/2000 _CIA-RDP86-00513R001652420016-4

1 »
. -~ nas LA 2 vt 3 RINRFE= o IR 5 G
™ #lgl B ket FIRIGFCHRIC T SR S R RS S R i N

7(__\‘." N f“\; . v ‘i‘"-‘} i i Lo '{\
*~  CZECHOSLOVAKIA/Organic Chemistry - Synthetic Organic Chemistry. G-2

Abs Jour: Referat Zhur-Khimlya, No 5, 1958, 14358.

Author : Novak Jiri, Ratusky Josef, Sncberk Vladimir, Sorm Frantisek.
Inst o T e
ritle : Reactions of Diazoketomes. I. Interaction of Diazoacetone

with Unsaturated Compounds.

Orig Pub: Chem. listy, 1957, 51, No 3, 479-492; Sb. chekhosl. khim.
rabot, 1957, 22, Fo 6, 1836-1851.

Abstract: Diazoketones [diazoacetone (1)] react with unsaturated com-
pounds to form derivatives of acetyl cyclopropane . Reaction
¥ th arcmatic compounds RE results in ketones RCHaCOCH3 (11);
C¢HG reacts only in the presence of BF3; the yield of phenyl-
acetone is 4g. Vinyl esters and ethers usually yield a mix-
ture of cyclopropane derivatives and ketones II. Acryloni-
trile formes with I (1 hour, 100°. addition of Cu) a compound
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Abs Jour: Referat Zhur-Khimiya, No 5, 1958, 14358.

cgnl_}ozn , BP 120°/0.3 mm, MP 957, the structure of vhich vas
not nveitipted. Furan and sylvan are cleaved by I. To
155-tmmandlg(2uuread.deda.t100°5gaty'z'ene+3g
I and mixture is heated for 2 hours; 1-acetyl-2-phenylcyclo-
Propane (III) is distilled and subjected to chromatogrephy

on §1,05, yield k24, BP 73°/0.3 mm; semicarbazon (sc), M
135 . 18/11 hydrogenated, over Pd/C, to l-phenylpentanone-

4, BP 1309/17 ma, 64°/0.22 mn; 8C, MP 120°; axidation of III
with a solution of Br, in aqueous NaOH yields 2-phenylcyclo-
propanecarboxyl-l aciﬁ, MP 90-; amide, MP 1880, Similarly

to IIT there is formed from I and omega-ethylstyrene, in cyclo-
hexane at 85° in the pregence of CoS0, 1-cetyl-2-phenyl~-3-
ethylcyclopropane, BP 78 /0.005 m. golution of 5gIlin cyclo-
hexane is added to boiling suspensicn of 0.2 g anhydrous

CuSO4 in cyclohexane, %0 get 38.7% % T-acetyl-bicyclo-
/B,1,0]-heptane, BP 83-86°/10 mm, o D 1.4805; sc, MP 175°%;
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Abs Jour: Referat Zhur-Khimiya, No 5,1958, 14358.

only the acctate of 7-e.cety1-b1cyglo-£;, tig-heptnnol-l; yleld
12% Bp 72-76°/0.3 mm; SC, MP 184°, In the same mcl -[Emlo 3
di_hyd.rop‘!m, was obtained only 7-acetyl-2-oxsbw OIV :n ,. .
heptane (IV), yield 5U%, BP 80-83°/10 mm; MP 1 N
t"’l ined also t, o the acid °hl°§;d;3g71§.m (:‘rcﬁczaét,ma (033)2
tane-T-carboxylic acid, MP 80~ - nd
hepm ! yiz?d 68%. V was obtained from Wonmyield
iatodl Tt et izl 0 8 IS,
o, ole reacts wit -
tit;x ﬁ Cu at 3018‘: by distillation of the mlxtuze ;n;s;hrgﬁ .-
¢ purification is isolated, with a yisl o 2 ,1 . rendowmced
tzg:npti(m’ 116.5-118.5°; picrate, MP ].1.6-]_1.e']7.a) 69;1113? TPRIETY]
::Lth LiAlH), to l-(3-indolyl)-propanol-2, yi PP S Eence-
0.35 mm Mllt 37,50. Coumarone and_CuSOy, glve vitl613b_ avhich e
tyle2-axa-3 i -benzobicyclo-/3,1,0/-hexene-3, MP G e reio-
vzrted with’ NaOBr in aqueous dioxane to 2=-oxa=3,4-~

Card : U/5
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CUECHOGLOVATIA / Crgonic Chemistry, ilatural Substances and G=3
Their Synthetic Analogues.

Abs Jour : BZhihim., No 10, 1958, 32586

Author : Vliastimil Herout, lLadislav Dolejs, Frantisek Scrm

Inst : Not givon - ———

Title : Terpenes, LXXIX, Structure of Artabsine, Frochamazulen-
ogenetic Substance frem Bitter Absinth,

Crig Pub ¢ Cher. listy, 1957, 51, No 3, 572-578; Sb, chekhosl. khim,

rabot, 1657, 22, No 6, 1914-1920

Abstract 3 The authers attribute the probable structure of heoxy-
guaisnodicne-2,4(10)-clide-8,12 to artebsine (1), tke
rrocherazulenogenotic substence from bitter absinth
(Artomisia sbsinthium L.) (see RZhKhim, 1955, Fherny,
besed on the hydrogeration end cxidation product s, “helir
resctions and infra-red spectra, But the siructure of beom
xy—guaianodiene-l,3-olida-8,12 (RZhXhkim, 1957, 37762) cannot

Cerd 14{
34
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Abs Jeur ; RzhKhim., Ne 10, 1958, No 32586

be cempletely excluded. 1.63 g nf L-nxyguaiaene-4(10)-
-olide-8,12 (dihydrnartabsine; (1), melting point 133.5
to 1340 (from isepropyl ether), [4/°0D = -13t" (¢ = 1.71,
all X -8 in chloreferm), was prepared by hydrogenation of
2.13 g of I in 10 mlit of alenhol en 0.17 g of I'tOp and
chrrmatography on 170 g nf Al2C3 in CgHg. 110 mg of oxy-
exydnlactone (III), melting pcint 160° (fram alcohol - isn-
prepyl ether), was produced by ezenizatisn of 150 mg of 1I
in 5 mlit of CH3COCH (30 min. at 157) and hydrngenatien of
the product en 50 mg of PtAp. Ketonxidolactere (IV) Cy5HooClL,
melting print 1457 (frem isepropyl ether), yleld 20 mg, vas
preduced frem the neutral fractien by oxidatien of 33 mg of
III by 50 mg of CrC3 in 2 mlit of glacial CH3COCH (12 heurs)
at 207). 4 products were obtained by hydrogenation ef 5.66
g of I in 10 mlit of glacial CH3CICH »rn 692 mg nf PtO, and

- [ - - i
X « o z - .
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Abs Jour ¢ RZhKhial, No 10, 1958, No 32586

CrOz; doos not oxidizo VI "e", "b" and "c" into CHzCOOH .

70 g of guelgene-i-olide-8,12 (VII), beiling point 128 to

129° under 1,2 o wos received by dchydrogenetlon of 1C€0

ng of VI "a" with 150 ng of S00l, in 1.5 nlit of pyridine

(15 hours et 0° and 2 hours st 20°), 320 nmg of trioxy-1,4-
oxidoguaienolide-8-12, melting point 188° (fron nlcohol -
isopropyl other), was obtelned frou tho noutrel frection

by oxidetion of 1 g of I with 1.5 g of KMnOj in the solution of
100 m1it of ccotone, 4 mlit of wator and 1 nlit of CH5CCOH

(1.5 hour et 20°). HCOOH is formed at the oxidetion of the
product with NelOy in wetor, The infrered spectra of IV,
vV, VI "e", "b" and "¢" and VII ero presented.

Cerd 4/4
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CZECHOSLOVAKIA/Organic Cremistry. Naturally Occurring Sub-
g.onces andTaeir Synthetic Analcegs. G-3

APPROVED FORREIEASEP S/ 38 /200F8 1¢13RRDP86-00513R001652420016-4"

Author : Fajkos, J. and Sorm, F.
Inst : ——

Title : On Steroids. XXVIII. Synthesis of Analogs of Prcgesterone
and Desowycorticosterone with the Side Chain in the 16-
Pusition.

Orig Pub: Cnem Listy, 51, No 3, 579-591 (1957) (in Czech)

Abstract: The following analogs of progesterone and desoxycorti-
costerone having the side chain in the 16-position
have been synthesized: the action of CH%MgBr on 3

-acetoxy-16-cyancandrostadiene-5,16 {II) which
is selectively hydrogenated to 3 ﬁ ~hydroxy-16 /5 -

Card : 1/10

CZEC&OSLOVAK;A/Orgnnic Chemistry. ilaturally Cccurring
Substances and Their Synthetic Analogs. G-3

Abs Jour: Referat Zhur-khimiys, No b4, 1958, 11h32.
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CZECHOSLOVAKIA/Organic Chemistry. Naturally Occurring -
Substances and their Synthetic Analogs. G-3

Abs Jour: Referab Zhur-Khimiya, No b, 1958, 11h432.

. alcchol). Vhen a suspension of 0.3 gn XIII
yl chloride and 12 ml ngé is shaken for

15 mia end evoporated under vacuum, 360 mg XV are cb-
tained; the latter are diseolved in 6 ml CgHg and poured
at -10 to 0° into a solution of CHoll (from 5 gm nitro-
somethylurea); after 1 br the filtrate is evaporated
and the VI which is obtained (340 mg) is heated ( 1 hrx,
go°) with 1.5 ml 5¢% CH3COONa in CH;COOH, the solution 1s
evaporated, and the oily product is extracted with ehter;
chraratos-aphy on Al,03 gives 14 XVII (elution with
petroleur ether : benzene = 1: 2), mp 194-195° (from
acetone), [TI)C: + 36 t_lp (c = 2,65). Whea 1l gm
XX is refluxed for .cL.S hrs with 0.3 gm KgC03 in 50 ml
CH0H and 10 ml vater, an 839 yleld of 3 =hydroxy=-1T7-

card : 8/10

CZECHOSLOVAKIA/Organic Chemistry. Naturally Occurring

APPROVESFORREIEASES 8 2?}%30 OS;A-RDP86-0051§;
Abs Jour: Reforat Zhur-Kbimiye, No 4, 1958, 11432. poendatbie

cyrmon.n'.’;gatadie,ge-s,lé is obtained, mp 170-171° (from
CHoa), 00 S p,m 66 % 1° (c = 3.18); the latter pro-
duet, is onidized (as in the cose of IT to VIII) to
3-ka%o-1T --cyano:.ndrostadiene-h,l6 I1I), yield 685,
mp 156-1580 (fzoin alechol) [0OC_/p* 168 + 2° (c =
2.08). when o mixture of 325 1g 111, 2 mL ethylene
glycol, 15 ng p-toluenesulfcnic acid, and 10 mlL CeH6
is refluzed for 20 hrs (removal of water), a 769 yield
of 3-ethylened.ihydroxy-l7-cyanoandrostadlene- 16 is
obtained, mp 217-219° (from al [0C D -b5 +
1° (e = 2.45) which 18 converte in the case
of I to II, decomposition with a solution of NHLCL);

after purification by chromatography on A03 the yield

CZEC i
HoswVAS;c;A/Organm Chemistry. Naturally Occurri
stances and their Svnthetie Annloca ng
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CZECHOSLOVOLKLA/Or nnie Chemistry - Thewrctienl and General Ge
Questlons un Orgnnic Chendstry.

Abs Jour ¢ Ref Zhur - Khindya, o 9, 1953, 20643

later beeones very merked. In the opinion of the
authors nethyl radicols arc presant in the reaetion
space both in the gms phase and on the furface of the

Si or ot the surfece of the contact mass (CM). The
redicals in the ges phasc combine to furm silicone

free reaction products while the radicals loealized

on the surface of the Si or on the CM fern the nethyl-
chlorssilanes proper. The graducl deereose in the
yield of methylchlorssilanes continues until the radi=-
cals present in the yns phase cre exhousted, The sharp
decreese in yield bogins when the NO which is added
begine to react alss with the radicals 1lseclized an the
surface of the CM. The reactions »f the nethyl rodicals
in the gas phase are discusscd, in particular, the reae-
tions with CHCl3 cend H,, thernal decomposition,

Card 2/3
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Abs Juur : Ref Zhur - Khinmtya, No 9, 1958, 28643

and disproportionation reactions. The theoreticnl cin=
clusions are conparcd with the experinental dota on the
conposition of the reaction products (sce RZhkhin, 1657,
68g12).
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ducts, E-ecotoxygunicrolides-8,12 (IIc end IIb) with melting
points 115.5°% end 123°, were produced by hydrogenetion of 1
on Bt (frem Ft05) in gleciel CHzCOCH, this indicctes thet
the oxy group in I is bonded with tho cerbon stom next to

e binery bond. 1-oxy-6-acetoxygeianoclide-8,12 (tetrehydro-
metricine) (III) together with a little emount of dihydra-
metricine (IV) wes produced by hydrogenetion of I on TtCo
in cleohol. Ile when seponified with K2003 inCH30H pre-
duces the corresponding 6-oxigueianolidc-8,12(V).

ol

oty _\1i==10 7 "N 2
Cerd 2/8 ) 2 OH
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totrol (XII) was detected only in n snall emount in mother
liquors (by paper chrenetogrophy). XII wes synthetized by
roducing with LiAlHj st en eleveted temperature in N-ethyl-
pyridine. XI produces X when dehydrogonated with Se, while
XII produces e mixture cf X with lindornzulene (XIII) undor
the semo conditions, The formetion of XIII together with

X from XII is a proof that the positien of the acetnxyl group is
at Cgs&. III is steble with respoct to CrOp in gleciel
CHsCOOH ir the cold, while VI produces l-oxy-6-ketoguaienc-
1ide~8,12 (XIV) under the seme conditions, which is e proof
thet -tho frec oxy group in I is e tortiary group. Keto-
gueicnone-1(9)-olide-8,12 (XV) wes synthotized by the
dchydrogenction of XIV with BFz osterate or HCOOM, its binery
bond is not conjugate either wzth the lectene cerbonyl, or
tho kotono cerhonyl, which is shown by tho infrered end

Cord 4/%
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Aneloguos,

Abs Jour ¢ RZhKhim., No 10, 1958, No 32587

ultraviolot spoctra. XII does not chenge ovon after e 70
hour ection of HIO4. The ebove prosontod formule wes ctiri-
butcd basad on e discussion of ultreviolet end infrered
spectre and ell the oxgerimentnl results, IIe end IIb, melt-
ing point 115.5°, Z§72 D = -6,5° (¢ = 10.1; all &-s in
chloroforn); molting point 1239, /& SOD . =0.07 (c = 4.3),
I1I, welting point 183 to 184°%, [%]°7D = +12.5° (c = 6.8);
T7, moltirg point 166.6 to 1687, /47200 = -20,5° (c = 11.1},
was sopareted frorw mother liquers ePtor tho crystallizetion
of IIT. IV cen be converted into III 3y hydrogonetion on
HCy in glaciel CH3COCH. V, molting point 157° (from diisc-
propyl other - petrnlew ether), wes obteined frem 289 g of
IIe end equeocus-cethenol solution of KoCO (48 hours of see~
soning), yield 221 mg. Similerly, €.85 g of VI, wmelting
point 138.5 to 140° (from diisopropyl other - acetore),

[/ 0p = +33.0° (c = 0.91), was rocoived frem 1,1 g of IIL.

serd 5/7
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= 0.92), was prepered of III by reducing i1t with LiAlHy in
other, Tho reduction of 3CC m% of III with 1.2 g of LiAlHy
in boiling N-othylpiperidine (4 nours) resulted in XII, yleld
245 ng, melting ,QSnt 138 to 139° (frem diisoprapyl ether

- ccotono), / d.&‘ L = <11,9° (¢ = ©.84), A pixturo of X
and XIII (1 7 1), molting point 103 to 105° (from sleohol),
is obtained by the dehydrogenation of XII with Se; irinitro-
benzolete, melting point 150 to 152°, The lettor wes proved
by peper chronatogrephy, Re for X is 0.75 (et .the spplice-
tion of 45%-ual H5P04) ord Rp for XIII is 0.30. XIV, melt-
ing point 187.5 to 189° (froa diisopropyl other - acetone ),
wes synthetized of 300 mg of VI end 83 g of CrOz in glocial
CHaCOOH (4o hours, 0°), yleld 268 mg. XV, relting point 100
t0”101° (from diisoptopyl ether), was propered of 3CO mg of
AIV end 5 nlit of BFz estercte (15 min. scasoning), yleld

Cerd 7/K
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226 nmg. A mothod of descending peper chrometography in the
system diisopropyl other - water wes doveloped fer the study
of the degradetion reaction course, The develomment wes
corried out with s saturated solution of Sb015 in CHCla,
to which 20% of SCCl, was edded. The spots were scen gest
aftor the chromatogram wes heated to from 90 to 1007, The
veluos of Rp are: I - 0.64, III - 0,63, VI - 0,25, XI -
0.29, XII - 0,23, XIV - 0.52, and XV - 0.74,

Cerd 8/8
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Pyficin

icrale, o, 141.5-2.5°);" Mo, m. 178-80° Erom (CHCINL,:- .
s e el
] rife, 1. : wre m, Rl d
14.5%; L, m, 236° (from dxon'.uu'e’oﬁ) 20.8% {picrate,

6° ( »
m. 114.5-16.5*) (all plerates from BLOH), Depemfl‘:l Py
* ,the method of isolation, derive. were pugd. as followd, S
| Pussing a siow stream of Into 8.65 g. HCONMe, until _
’ﬂl solldified, adding dropwise 4.98 ml, FrCli OBt);, beating.
the mixt. slowly to 75°, 16 mip, &t 76°, docompg, -
§
| ith ke, and adding 82 5. AcONe and 138 wt, 4N b /.3
. NHy . HC] gave 4.7 §- oryst. ppt. of PANHCH: CEICH ¢~
I NPAHWU m, 200-7° (from BXOH). A similar proceduirs:
i with MeCH(OEt), combined with pptn. of the product
{ with B5% HCIO, gove 74‘35, brown ppt. of MuNCH :CH-
: CH:NPh.HCI0,, m. 188.5° (from EOH). Wheu 3.63 g.
. PICH(OREt): was treatad with excess COCl and the prod-
i ucts wotked up as described, the mothear Hquors after sepn.:
ol I (R’ = Et) yielded, ou extn. with ligrolue and distn, .
'2 g, yellowish liquid, by, 102-5°, ny* 1.4753, apparently
(EOCH: CEICHO (IID), besides 1.3 ¢. Me,C: CELCHO.:
-II shoken with 30% ag, NHMe, gave T (R « I}, 1M
; was also obtained in 1.3-g. yield by boiling 1.8 £. Na mlt
! of BtCH(CHO)y 9 hirs, lu 20 ml, RIOH with excess of LtBr.
, The I heated to 70° with 50% NaOH and the resulting sulns..
{evapd. almost to dryness fn wacwo gave in 009 yield g salis
o ydes which were pptd, with EtOH-MoCO, dricd
and ocaverted to the foliowing free RYCH(CHO), (R
:shown) by adda. of N HCl n or BN ag. HCI with
“cooling and sublimation of the evaga, resldue; H, w. 7342

IR L e
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CZECHOSLOVAKIA / Orgenlc Chemistry. Synthetic G

Abs Jour

Author
Inst
Title

Orig Pub

Abstract

Card /7

TR TR T 018

organic Chemlstry.

. Ref. Zhur. - Khimiya, No. 15, 1958, No. 50339

Ratusky, Josef;cgorm, Frantisek

. Reactlons of Diazokxetones. II Reactions of WO~

dlezoacld Esters With Indole and N-methyl-
pyrrole.

. Chem. Listy, 1957, 51, #6, 1091-1100.

. Ethyl (la) and methyl (1b) diazopyroacetate, &g

well as ethyl y’~dlazoacetoacetate (11) and_
—diszolevullinate (III) were synthesizead.

The rezctlons of these compounds with indole

(Iv) and with methyl pyrrole (v), in presence

of Cu, werectudied. In both cases gubstitution

of H by en ester radlcal takes place with elinl-

. APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4"
CZECHOSLOVAKIA / Organic Chemistry. Synthetlc G

Abs Jour

Card 2/7

Organic Chemistry.

: Ref. Zhur., - Khimiye, No. 15, 1958, No. 50339

nation of Np, examples in (IV) 1in the 3rd posi-
tion, and in (V) in the 2nd position. The
structurs of dlazo compounds (DC) was proven by
reactions with hydrogen halides, CHRCOOH and by
Wolf's rearrangement. DC were synthesized by
stirring an ether solutlion of CHpNpowith a correg-
ponding ester chloride for 30 min., at -5 to -8°
Listed below are: % yield, %4.P. in °G, or B.P.
oc/mm and derivative: Ia, 90.2, 73-T4,
ethoxyallyl chloride; Ib, 50, 103-105,
methoxyallylchloride; II, 77, 70/0.05, CpHs50COCH2-
cocl; IITI 82, 75/0.01, CoHL0COGHLO0H,COCl. ~Reac-
tion with IV was accomplgsﬂed by 1n§roduc1n5 DC
into a solution of IV in the presence of Cu (85-
959G, 5~10 nin.,). From a scluticn of I in

ATIRs P2 P SR NPERAR IS RAEDS AU R e
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Abs Jour : Ref. Zhur, - Khimiya, No. 15, 1958, No. 50339

over AlsOz., Upon bolling of the latter (1 hour)
with a %OQ KOH 3-indolyl acectate, M.P, 165° was
formed, III in cyclohexane led to ethylo =3
(indolyl)~-lcvullinate, 83% yleld. Oxlcatlon

with Op yilelded indole carboxylic-3 acid, de-
tected by chrometography on paper. Reactlons of
V are anslogous, but take from 0.5 - 2 hours (the
extent of reactlonteing determined by the quantity
of liberated No). I without a solvent ylelded
ethyl 2- (N-methyl pyroyl) pyroacetoacetate, 39%
yield B.P. 1109/0,25mm which ylelded with a 3N
MaOH 2-(N-methylpyroyl) pyroacetate, M.P. 112°.
From II in cyclohexane may be obtalned ethyl ¥
~-(2-N-methyl pyroyl)-acetoacetate, 23.2% yleld,
B.P. 900/0.5 mm. Heatlng of the latter for 15

Cara 4/ 17

C7ECHOSLOVAKIA / Organic Chemistry. Synthetlc G
Organic Chenistry.
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in. resulted in the formatlon of 2-N-ncthyl-
gygoylacetono, (semicarbazone), M.P. 166°. II1I
in CgHe yilelded ethyl 8 —2-N-methylpyoryl
1evu§1§nate, 65.8% yield, B.P. 1149/0.2 mm. In
order to prove the structure of DC the folloviing
compounds were synthesized: methyl ethyl chlor-

opyroecetate from Ib and HCl (g) in CH3OH, 94, 5%
yield, B. P. 789/13 mm which with a 35% HCl
(acid) gave chloropyroscetle acld, M.P. 579;
ethyl bromopyroacetate, B.P. 879/9 mm, obtained
by shaking Ia in ether with o 40% HBr. oAt the
gome time bromopyroacetic aecld, M.2. T5° was
formed. By enalogy, II and HCl (g) ylelded

cthyl ¢ -chloroacctoacetate, 66.5 yleld, B.P.
990/10 mm, n20 D 1,4550 (tesr ges), vhile TI

card 5/7
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$ -acetoxyacetoacetate 86% yleld, B.P. 70°/0.1
nn, and ethyl -acetoxylevullinate, 84% yleld
B.P. 719/0.0005 mn. Heatling of alcoholic solu-
tions of DC with AgNO3 ylelded complex vsters.
Listed below are esters and % (ytelds): CHo
(COoOCHz)» (from Ib), 66,5; cthyl sicclnate

(from fI¥, 67; ethyl glutanate (from III), 90.5;
Communication I see Ref. Zhur. Khim., 1958, 14358.
-~ T. Kovaz

card 7/7
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-Comparisont - of - weakly huir -
) dmlyulu of cimb'ypﬁam um! trypain; T
+ Jit Yandiek, Bt-d! :h Meluun, and Fra (Czech»
L osfoy. akad. vad, Praguey.  Chews. 1957);
T, C.d. 81, 12118 —Partial bydrolyss of chymotrypdno-’
gen [4 9} zad trypsm disopropyl phasphate (1T} (carried out.
treating 6 g. «f the protein with {50 md, coned, HC at -
8{ * @ days, dilg. with H,Q to 130 ml., ﬁ todrynud (u
“dscus at 337, and removing the residual HC by repes
- evapn, with 11,0), and conibined ¢lectrophotesia at pﬂ 7
" in o S-chamber app.,. descendiog paper ekcuophurcsis ot
pH 6.6, and paper chromatography yielded a series of pep-!
hdcs. mwst of which are common both for ¥ and I, The:
following peptides were Ideatified from I and I, resp:s
:Iapyllustldlne (1, "), histidy)-3-sutfoalanine {I, II). phens SR
ylalanylhistidine {I msttd nmyhl&mme g Yo tyrozythisst— oo s e
tidine (IT), prolyl xsudam , tysylglutamic acid (1, M),
. lysylglutamy! ) lysykcrh)c (1, I, lysylleu-

cine (I, ), lysyi-s-sultmtaninc (1, I1), 3-sulfoalanylgin..
. tamic scld (I, If), ulfootanylﬂxreonim: (I). Jeultealunyl-
" valine (13, 3-sulfoalanylserine {Il). H}LL!]&\.L}«»

PR R " PTR add
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CZECHOSLOVAKI: / Organic Chemistry. Synthatic Organic G-2
Chemistry.

Abs Jour: Ref Zhur-Khimiya, No 23, 1958, 77633.

Author : Novak, J. and Sorm, F.

Inst : Not given. —

Title . Reactions of Diazoketones. III. The Reaction of
Diazoacetone with Furan and With Its Homologs.
A New Simple Synthesis of Octa-3,5-diene-2,7-dlone.

orig Pub: Chem Listy, 51, No 9, 1693-1698 (1957) (in Czech).

Abstract: In the course of their jnvestigation of the feasi~
bility of the utilization of diazoacetone (I) in
the synthesis of other compounds, the authors have
reacted I with furan (II) and with its homologs
using 1 : 1 mol ratios. The reaction is accompan-
jed by the evolution of No and the opening of the
ring of II. Wiuvh II, 2, E-heptadiene—s-one-al

card 1/4
26
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Abstract: of FaBrO in the cold gives trans, trans-muconic
acia (ViI), yield 70%, mp 303° (from water) .
Vi is also obtained by the direct oxidation of
1II with NaBrO. The Hydrogenation of 1II over
PtO% in alcohol gives 6-heptanone—l-al, bp 98-
1029/ 15mm; hydrogenation over Raney Ni (120 atm)
gives 1,6-heptanediol, bp 809/0.3mnm. The reaction
of I with IIa is carried out by adding the mixture
of reactants to a boiling suspension of Cu in Ila;
the yield of IV is 39%, mp 1279 (from CH5O0H): V
is obtained by & similar procedure from I and IIb,
yield 38%, bp 93-96°/0.3am, mp 380, The ethyl
ester of diazoacetic acid under similar conditions

_27
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Abs Jour: Ref. Zhur-Khimiyas, No 19, 1958, 61585.

-1
(absorption line at 1737 cm ). Oxidation of formyl-
acoranone (III) gives dicarboxylic acid (IV). catalytic
reduction of (I) leads to the keto-alcohol (V), pro-
duced by the dehydrogenation of acorenone (vi) with
Co-groups in the 5-member ring. Upon dehydrogenation
with 8, (VI) yields a product whose UV-spectrum reveals
lines at 1714 cm~’ (CO-group in 6-member ring) and 1514
em™! (aromatic system). In this fashion, dehydro-
genation is accompanied by the enlargenent of the S5-rember
ring, from which it follows that one of the C atoms,
common to the 5- and 6-member rings, appear to be qua-
ternary. Upon dehydrogenation of (1v), there are pro-
duced l-methyl-k-ethylbenzol (vii), 1-methyl-k-iscbutyl-
benzol (VIII), propionic acid (1X), end isovalerie acid

(x).

. APPROVED FOR RELEASE: 08/25/2 - . "
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Abs Jour: Ref. Zhur-Khimiya, No 19, 1958, 64585.

(e
<H{CH3), (Cisk

O
— CH X1
o () 3@@0 %

— COOH

Monobenzilidene-derived (I) yields, upon ozonification,
the keto-anhydride (XI). Upon pyrolisis of the Ba
salts of dicarboxylic acid (XII), derived frem (x1),
there are separated (IX), (X) and two ketones, ngl‘o
(XIII) end C; Hy40 (XIV), vhose carbon skeleton has

: 3/10
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Herout, Collect. czechoslow. chem. Commun., 1949,
14, 723) give, upon dehydration with phthallic
anhydride (260-260 *, 1 hour) (VI), yield 2.84 g.
b.p. 147-151"/13 mm. Dehydrogenation of 1.65 g.

of (VI) with 8 (0.63 g) (3 hours, 220-230"), and
chromatographing the productoon Al; 0y, gave 0.55 g.
of a substance (b.p. 140-160") temp. bath/13 mm.
From (I) (2.7 g) by weans of ethanedithiol (2.65 g)
and ethered BFz (3 ml), there was produced the mono-
thicethyleneketal of (I) (Ia), m.p. 71-78.5", 6X.1*'D
+ 111.6 7 (w. b.42); from the mother solution, by
way of chromatographing on Al,03 (washed with cé%
there was separated. the bithioethyleneketal of (I),
m.p. 95-97° (in petr. ether) /A, 77D+ 0 (w. 2.3).

CZECHOSLOVAKIA/Organic Chemistry. Natural Substances and
Their Synthetic Analogs. G

APPROVED FOR RELEASE: 08/25/2 - - "
RN ot zhur-l(himiyé, Né 1%(301 58,Ciléﬁsgsl).PSG 00513R001652420016-4

Frem 4.6 g. of (Ia), boiled with elemental Ni in
dioxane (10 l%ours), (11 \gqsoproduced, yield 2.9 g«
b.p. 151-154"/15 mm, LK "7 D+ 47.0° (w.2.2,
chloroform, n*" D 1.4857, a 41" 0.9539. By the

action of CH;ONa (fromol.k g. Na) and HCOOG;Hs on

(I1) (2.7) 1n C,H, (20'ml) (207, 40 hours, atmosphere Ne),
(V) 1s eynthesized, yield 2.6 g., b.p, 110-114° /0.04 mm,
1h2-1477 2.5 wm, L ] /9 D+ 29.6° (w3.17). Toa
solution of (III) (5.7 g) and KOH (11.4 g) in CHOH

(225 ml) is added 30% Hy0% (225 ml); after boiling for

50 minutes, 5.2 g of (IV) are precipitated (not crystalline);
dimethylether (IV), b.p. 120-126/0.05 mm. Upcn dehydro-
genaticn with 5% Pa/c (310-330°, 3-9 hours), (1v) gives

a mixture of (VII) and (VIII), b.p. 70-95 (temp. bath)/

: 6/10
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Abs Jour: Ref. Zhur-Khimiya, No 19, 1956, 64565,

over 5% Pa/srco; (1.5 g.) and distillation in a

colum ylelds (X1rr) (4.3 g), b.p. 73-78°/10mm;

gemi carbazone, m.p. 152-154° (in 0% al.); (XIv),

yield 2.7 g., b.p. 97-102° /10 mm; semicarbazcne,

m.p. 172° (in 90% al.). 2x1u) (1.03 g) is reduced by
LiAlHy (0.55 g) in ether 20 ml) (boiled for 10 minutes),
the products of the reaction (b.p. 93-95°/1% mn., 0.94 g.)
being deaydrogenated by heating with phthallic anhydride
(40 minutes, 270-280") . Chromatographing on A.'L%O_; , & pro=-
duct is separated (b.p. 80-90 " , (bath temp.)/62 mm,057 &)
which can be dchydrogznated with 0.37 g of S (8

250") and chromatographed on A1,03 to produce (VII) yield
0.17 g., b.p. 70-807 (bath temp.)/35 mm, n?® D 1.4953, 4
0.8585. Similarly, (XIV) (1 g) cante reduced to a product

: 8/10

hours, 220~
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Abs Jcur: Ref. Zhur-Khimiya, No 19, 1958, 6h4585.

with & b.p. of 108-113°/13 m (0.95 g), which upon
dehydration gives a product with b.p. 107-117" (bath
temp) 57 mr (0.62 8); del(lydrogenation of this product
giyps (viII), v.p, 80-90 (bath temp.)/13 mm, 0.17,

n" = D 1.4880, d,'“ 0.8523. By comparison, (X) is syn-
thesized out of 4-methylcyclohexanone (2.2 g) boiled
with isobutyl lithium (out of 1.9 g Li and 18 ml iso-
butyl chloride) in petr. ether for 1 hour, giving 1l-
methyl-l&-1sobutylcyclohexanone-l&, yleld 2.85 g, b.p.
90-101"/11 mm. Dehydration of 2.62 g. of this latter
with 85¢% HCOOH (1007, 1 hour) gives 2.05 g of a hydro-
carbon with b.p. 64-69° /12 mn., the dehydrogenation of
which (1 g) with the aid of 0.47 g S (200-250°, 8 hours),
produces (VIII). The reduction of 20 g (XV) with L1AlHy

Card  : 9/10
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CZECHOSLOVAKIA/Organic Chemistry. Natural Substances and
Their Synthetic Analogs. G

Abs Jour: Ref. Zhur-Khimiya, No 19, 1958, 6L586.

ben;yl alochol there is derived a product (350 mg),
n?7 D 1.5030, 4% 0.9505. The latter by being
hydrolized in alcchol in the presence of an alcohol
solution of KOH and 5% Pd/srcoj (1 g), distilled
(118-125"/20 mm), dehydrogenated with 50 mg [omission
transl/ (160-220°, b hours), chromatographed on Al)03
in gesoline aud cleaned by picrate, m.p. 92 (in a c.)
this product is ccnverted into l,’(-dimethyl-k-isopropy];q
naphtalene (120 rg), m.p. 60° (in alc.); styphnate, m.p.
124° (in alc.). Oxidizing (II) (2 g) with mg{l.anao (.4 g)
in 0.5 1 water (20°, 2 days) produced HCOOH. e sapcni-
fication of (I) (2 g) with a 5% methanol solution of KOH _
20°, 1 hour) prcduced laserol (111), yield 79%, m.p. 190
21:1 ethyl acetate). The oxidation of (III) (1 g) with

*APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4"
CZECHOSLOVAKIA/Organic Chemistry. Natural Substences and

Their Synthetic Analogs. G

Abs Jour: Ref. Zhur-Khimiya, No 19, 1958, 6u4586.

Cr03 in pyridine (20°, 24 hours) produced lasercne,
m.p. 180-181"(in ethylacetate). From 0.5 g (III), by
the action of ClCOOC,Hs (1 ml) in dioxane (5 ml)
and pyridine (0.8 ml’ f

20%, 4 hours), and by boiling
for 30 minutes in 2) HC1 (13 ml), there was derived
mono-0-carboethoxyl laserol, m.p. 144°, (in acetone).
This latter, (0.7 g) vwas oxidized with Cr03 (1 g) in
pyridine (20 ml) (30°, 24 hours) to mono-O-carbethoxy-
diketone ClgHzj07, m.p. 98-99”(in ether-gasoline). The
dehydration of (I) (1 g) with S0Cjp (12 ml) in pyridine
(157, 10 minutes) gave unsaturated hydroxyketodiether -
Ca sH340, éxv), yleld 0.7 g, m.p. 110°, Hydrogenation
of (IV) ?1 9 mg) over Pt (from Pt0;) in glacial CHCOOH,
and chromatographing the products of the reaction on AL0;

TNT L, gl

A0 REFRIASIPRECN b8 K : : ET
T FRNET  UREI VT NI O R ST RS N LA T L -




CZECHOSLOVAKIA/Organic Chemistry. Natural Substances and
Their Synthetic Analogs.

Abs Jour: Ref. Zhur-kKhimiyas, No 19, 1958, 64586.

cn nitr. A3;04 1n gnsoline gave a dimethyl ether
ketodicazboxylic acid Ci7H14057 yield 150 mg.
Dehydration of tetrahydroxylaserpitine (x1) (2g)
(see reference sbove) with SOCLy (10 ml) in pyri-
dine (30 ml) at 15° and chromatographing the re-
gults of thc reaction on nitr. Al;0J gave an un-
saturated hvdroxyketodiether C)sHysO0¢ (x11), ®.p.
134-142°/0.3 m, yleld 1.8 g. This latter can be
reduced with Li AlHy (like V) to give VII, m.p.
163-184”. Dehydration of (XI) (2.5 g) with 50CL
(5 m) at 80° in pyridine yields an unsaturated
ketodiether C;¢H;;0c, yleld 1.7 g., B.P. 75 € (in
alc.). This latter, upon reduction with LiAlHy,
gives (IX), yield 0.65 g. (x1) could not be oxidized by

: 6/7
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Cr03 in glacial CH;COOH or pyridine. Added are
?he k)IV-spectrum data of (III), (Iv), (VIII) and
XI1I1).
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CZECHOSLCVAKIA/Organic Chemistry. Natural Products ard Their o3
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Abs Jour: Ref Zhur-khim., No 2k, 1958, 61783

Author : Cerny V., Labler L., Som F.

Inst  : ~——
Title . The Steroids YXXXIV. The Structure of Holarrhedine

Orig Fub: Cher.. listy, 1957, 51, No 12, 2351-2355.

Abstract: The authors have suggested a structural formula
3%, 20\ -diamino-18-oxy- \ " -pregnen for
holarrhydine (I) based on the results of thermal
splitting and leading to the prodvcts which were
jdentical with the products of the splitting of
holarrhymine (II), based on the difference of
correspending desoxitetramethyl derivatives of 1

APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4"

CZECHOGLCVAKIA/Ovganic Chemistry. Natural Prcéucts and Their
Synthetic Analogues 0-3

Abs Jour: Ref Zhur-kKhim., No 2k, 1958, 61783.

and II, ahd.bn the difference of the reolecular ro-
tation between I and 1T, which cecrrespends to the
difference between 3 . -amino- /\Y -steroid and
3Q\ -epimer. N, N, N', N'-tetramethyl holarrhymine
(111} was allowed to stand in aqueous acetic acid
ard Cr¢; for~ 12 hours, and 3 ) , 20X, -bis-
direthylamino- /\~ -pregnenal-18 C;5Hy 40N 3 sepa-
rated, m.p. 41-243°C., / \ D+ 8%, which by heating
for 3 hours with N;H,.H,? and KOH in triethylene
glyeol to 200-215-C. produced 3 4 , 20 -bis-
direthylamino- /4 -pregnen, m.p. 140-1417¢.,

;X D -b0'. In the same way frem N, N, N', N'-te-
trameshyl-I (IV) was obtained 3:X , 20iHs-direthylarino-
#\Y -pregrenal-18, m.p. 164-1657C., fix 7. D + 125

: 2/k
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%L‘!jﬁém;ul“"’mis ‘m, 148°) aa the pelicipal product, " Tulrared Bafls due 0
gontribution (o the structure of m%%—— double bonds and OH groups are sbscnt in the spectrun of é,m

—:ﬁgﬁ% v ""w' ‘ LA ‘ o, Jhk&’ d?:.;: ﬁm “hh;. u 15'5"12 u:gla forcing %ndmogl.»
uct wit n Et n roduct,
e mol. wit. of cryst, "byd‘ ‘b’h‘u"n (), m HaO4. m 211°, probably a émtnl wh ¢h drogen:: ‘

(decomggo). detd. by the isothermal distn. method in Mey

.tion with Se gave VI in fair yicld. xuhlbn of l and T
con,q 2 (z:ld %&%tﬂ -Amrtﬁ‘l:a%?m g."",,."f,".,’ “with concd. HNO, gave a inixt. which chromatographed o
Thows absorption Bands et 10, -latrene coromio ) Dowes-2 gave HOCCH, CH.CHMe.00.0.CHCOMI (VIT), m
768 -. o nd (1662 s a4 about 165 and quuul HO,CCH, CH(COM) CH AL
{3530 ?:,' ))' . o:mnt& O‘cin.w“)l; .?;“;:l?&w.g (VIID), identified as its tri-Me ester. The Infmred spectrum
}xoceed readily, but gave klmh)dm-! (U1), CuHuOy, m of the di-Me ester of VII has bands at 1744 cm.>} (ester
. esence . 1 oup) and 1792 em. tone)., VIl and Vlll also were -
The OH grou; pmw:&’t‘m since ?hdou:::!‘?t;ds i:;ll ot frun artabsin by a similar proc ;- Treat-;
(e b e e L LOEE L
« gave 3 dilar] ’ o . ; useo ~cthylasxlene and AH mve TdF; -
‘In N—ethylpipcrﬁlm gave a glassy prduct, probably a yl-l.?-dmlvylan’j:nc that 1 [§ formed by!
K etrof (V)b:"rm by subsequent ﬂh"iﬁ“lim of 2 OH du.-m ada. of an unknolvu ursor cnnt:. a cyclupentas |
hydmtmnthn of IV with Be gave ‘M'Mlﬂlﬁll- dlcne group and an O xroupﬁ: the lO-podtlonu! ;uuhnoudq ’
uaiau{mo ang ‘ariemocwiene (VI) (trinstrobensene adduct o‘p ). ‘The structure of §.1e p
m. 191°); "sinil dehydrogenation of V gave the abave wmch permits the steruchem. (ummlionol {ront l hy &be.
azulenes and [3-Aydroxyguaszwiene (maﬂrobum adduct, probabile addn. of 1 of the Ol groups to the double bond '
); 0 e affonliog the oxide ring. Rip G. Riee™
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KE1IOVA, Helena, (Chemicky untav CSAV, Praha 19, Na cvicisti 2, 60 3 Frantiaek
(Chenicky ustav CSAV, Praha 19, Na cvicisti 2,)

A contribution to the study of resistance to Crocker's tumour, Neoplasma,
Bratisl, 5 no.1:26-33 1958,

1, Institute of Chemistry, Czechoslovak Academy of Sciences, Prapgue,
(NEOPIASMS, exper,
Crocker's tumor, ligation & transnl, time in relation to
immunity)
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WINKLER, Alojz; UJHAZY, Viliam; KNOTZOVA, xomenzé;—ng..,mM&\_,

The leval of 6-azouracile in the serum of rats. leoplasms, Bratisl.
5 no,2:97-100 1958,

1, Oncological Research Institute, Bratislava. Chemical Institute of
the Czechoslovak Academy of Sclences, Praha, Authors! address: Dr. A.
Winkler and co-workers, Bratislava, ul., Cs. armady 17; okademik P, Sorm,
Praha, Chenicky ustav CXAV.
(URACIL, antag.
6-azouracil, retention in blood in rabbits)
(CYTOTOXIC DRUGS, in blood,
6~azouracil, retention in rabbits)
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2022, THE ANTI-TUMOUR ACTIVITY OF 6-AZAURACIL RINOSIDE - So
F. and Ketlova H. Inst. of Chem,,Czechoslovak Acad.
TEXPERIENTIA (Basel) 1958, 14/6 (215) Tables 1
6-Azauracil riboside is § times as active as 6-azauracil against the s.c. form of
Ehrlich ascites tumour., Fischer - Buenos Aires (11, 5, 16)

rm._
of Sci., Prague-
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Crmt ey t CZECHOSLOVAKIA ‘ G :
Gites. oy : Organic Chemistry. Natural Substances and i
Their Synthetic Analogs !
e Wir 1 Ref Zaur - Knim., No 5, 1659, Fo. 15199 ;
Lronop : Sykora, V.; Herout, V.; Pliva, J.; Sorm, F. ;
Iinstitue HIEY
. Title : Terpenes. LXXXII. Structure of Acoron !
:
Tl yut,  : Collect, czechosl. chem., commun., 1958, 23, !
No 6, 1072-1082
Azatract ¢ No abstract,

See Ref Zhur-Khim, 1958, 6,585,

e
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Abs Jour : Rof Zhur-Khimiya, No 9, 1959, 31331

Author 3 Novak, J., Sorm, F,

Inst - —

Title t Recactions of Diazoketones. III. Interac-
tion of Diazouacetone with Furan and Its
Homologuos. New Simple Synthesis of Octa-
-3 . 5'Dicn0d10n0"2 o7

.

Orig Pub s Collect, czechosl. chem. commun., 1958,

Abstract : See Roef zhur-Khimiya, 1958, 77633.
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CZECHNOSLOVAKIA / Organic Chemistry--Natural compounds G-3
and their synthetic analogs

. Abs Jour: Ref Zhur-Khimiya, No 8, 1959, 27578

Author : Motl, 0., Herout, V., and Sorm, F.; Motl, O.,
Sykora, V., Herout, V., and Sorm F.

Inst : Not given —_

Title : On Terpenes. IXXXV. The Structure of 'Juniper
Cam:hor!, Another Alcohol of the Selinane-Type
from Juniper 0il1l. IXXXVI. The Structure of Two
Crystalline Cadinols.

Orig Fub: Collection Czechoslov Chem Commun, 23, No 7,
1293-1296 and 1297-1306 (1958) (in English with
a Russian summary)

Abstpact: See RZhkKhim, 1959, 8394, 8395.

Card 1/1

APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4"



"APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4

SETA e

sy < T, . T 1t ur
T SR MM 1T SR IS & SR

343 ~ I e Y .yl Fa. Tarkel 7
"Marpenes, (111, Cemposition of ceruls ¢l (trem Jaussurea la::a Clarke’,

{in En~lish"

COTTRC O R RO YRR IR E OF ERTCLTTOIN, kA, Gzectoslovakin,
Vol, 73, no, 12, Dec, 195
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(Tn Enslish)
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TTUG, FPraba, Crechoslovakia,
Yol, 3, nn, 12, Tec, 1957

AT, IR, Yol, £, Ko, 7, July 1659, Unclas,
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i: Sorn Frantj
-iobl, OtakaT., koerout, ylastinil, Borm, *255F

aythor ¢ i ’
. %ﬁ%&Ziven ture of aJunipor Cam-

st : Not & . TXV., Structb uniPe Essen-
%rfttle - o Te‘:'rp-;ng‘z;’ %cohol of Sclinan-TyPe, fror

or
2?31 611 of Juniper.

[ LG-llg.
. 3l e li.‘it ] l 3 )

. iunipor

ho so-cellod MJun N

. aopsbrated that tno s ywunis Lo, 13

. pstract: It 13 dza?;ilutcd from Juglpﬁrugaggaol-l( va(ll)‘

) camphol - %hyi-v-isopropylldan?':“Oo I gives sel-
1.10~-d1moth (1), Hvarogenatlon ; with S0Cla
Selin0n011§1) which on donydra?to o hydre-
ican01;§1n0 i; convsrted to @ aixture
in pyT
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o raGaLO T KTy / Crgnnic Chealastry-
and wheir Syntactic Aneloguus.

abg Jour: 8uf gpur-Kniniya, ¥o 3,

Cothor ¢ Motl, Otakar, Syiora, V
ipil., Sors rrantisck.

Tzt ¢ Ned eivends —
Title + On TorpelcSs LEAXVI. On

orystallins Cadinols.

orig Fup: Chen. 1isty, 1959, 52, lio 2, 816-324.

Lbatract: It was ascortained (on

of infrared spectra and physizal congtants)
tvwo alcolols igolated froc assenbial o%l of jun-
1(10)

iper, arc ..
ierol-4 (II).

BT SN R LI OSSR IR v me T

1adinir., Hercub Vingt-

the basis of couaparison

-¢cadinonol-10 (1) and .2
T ig identical with the cadinol

CIA-RDP86-00513R001652420016-4
Natural Conpound3 G-3

1959, 8299,

the Structure of TNO

that

-,

-cadi-

Sroviously isolated {(Platter Pl , markus Re,

folve chim. acta, 1942,

cerd 1/9
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CLiCH0LLOVAKIA / Craenic Chemlstry. intural Gompounds =9
and Their syvathebic analogues.

. ibs Jour: kef Znur-kKhimiya, No 3, 1959, 8395,

Abstract: hydrocerbon .:ixture gave 4-igopropyl-6-nethyl-
Jecelons (f4£). ©On the basis of tho course of
+tause reactions it can be considered chat the
hydroxy-rroup of L is equatorial, which is in
accorl wish the ready aster-formation by the
nydroxyl group. On dehydration-dehydrogenation
with 8, I is converted to cadalin. Hylrogena-
tion of 1II mave cadinol-4 (X), which yiclded on
dehydration a hydrocarbon from which vas synthe-
sized,?¥zonization, a diketo-alcohol ({L). Under
ordinarv conditions II is not esterified, which
indicates an axial position of CH, £ince rela-
tive configuration of cadinocno dihydrobromide had
veen detcrmined previously, (sec RZhkKhim, 1958,
76438), the nuthors attribute to I and II the

98
- Ztam - - N .
iR A SN SR S A Y SN R S St SO . -
S T Rt AV w e g BRG] AbITaL TN P O T e e -
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n7OHOSLOVAYIA / Orgaric Chemlstry. Natural compounds  G-3
and Thelr synthetic Apalosues.

Abs Jour: Ref 7hur-knimiya, No 3, 1¢59, 8395,

Abstract: Slovak origin, by fractionation of snsquiterpens

alconols in a coluun pnaving an efficiency of 30

theoreticel plaetes, followed by crystallization
of the fraction of uP 123-1259/2mm. L, 1P 74.5°,
779D - 479 (o 2.00; chloroform), was obtained,
7) from essencial oil of junipsr anther-liguor
(following scparation of II), over the p-nitro-
benzoate, P 1389, [D_.]zoD - 67.49; b) fron essen-
tial oil of citronzlle, oY distillation in 8 zlass
bubbler-cep cclumn (34 theorsetical plates) from
tho fraction of EP 1534-139°/2 um, alfter chromatog-
raphy on alg0gz (activity 1II-1IV) and purification

over the p-nitrobenzoate. Into & solution of 311
mg I in a mixture of 20 ml dioxane and 5 ml water..

card 5/9
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07,2CHOSLOVAKIA / organic Chumistry. Natural Ceupounds G-3
ond Their Svnthstic Anclozues.

abs Jour: Rof 2hur-khiatya, No 3, 1959, 395,

abstract: —cedinandiol-5,10, vield Q.4 &, ity 200-210°. DLeo-
hyaration of th inttor (0.3 6) by heating with
4 @l CilzCoGH and 2 droos 704 1010y (30 uinutes
4t 100% und dohylrogenution of tiw: product with
0.11 & o (3 hours at 910-250°) followed by chroa-
atography on alkalince 41203, give cadalin; pi-
crate, I'F 113°. quduction of 1.5 g Vb with
Lialky gives VI, yjiold 1.3 g, 1P 214-216°, Ox-
jdation of 0.89 & ¥I with Cr0s in CH: COOH gives

vII, P 109-109.5° (from potrnlou ¢ hor). R2-
action of 430 ug VIT with Cl’izligI in cthor, de-

hydration of tho product (0.44 g) in CHzCIOE
4.4 ml with 2 drops of G104 (1 hour, 1v0°}, and
cnrocatography on s1l203, followcd by dehydrogun-
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C’Eh‘C’.iCSU)‘""JGJ./f‘rqrnic Chentlgtyy. laturml CutpanGs Wl mhedr G
sy..thetic oo loes -

"‘.h'; J.‘.‘L!l‘: T\B'." "J\u:’—l'?\ll.}-,' “O 1—1-; 1-959) 3877!' .

Sageor @ lioluo, #., ‘leroug, y., nud Sory, F.

Inst —_—

nit_e 2 Chanietry o tuc Terpcaus. LOXViI. progt of the
structuxe of 1ascr.itine.

or o b: Chen Listy, 52, lie 3, 198-504 (1958) (1u Cacen);
Collcction ¢zochogloy Cher. Commni, 23, io 1, .L?:OT~

1312 (1938) (in Eaclish with a Lussioi SWILYY,

Costvects The forrmla proposcd cerlier by tie avthors for
lascrpitine /I, F =0 CiteC(Ciig)COf (1Dt
1958, 614586) 18 confi®ed by the oronl of L@ struc-
turc of Q1 hydrolaserol %.»cmn(; uncertna/ (T3)

gad ot the triol (111) [cee tnsert balcy/. T %3 -

APPRQVED.JE]OR. RﬁuEw - L] . L gy m e
- T R 1°°@F2§f2'6 ot Coir Nu.ds Q. phois
Gynthesie fnologs . 00™*""E1A-RDP86-00513R001652420016-4"

ps eour: el Zwx-Khin., 19 11, 1999, 38774

dation of II by K0y clves & nixture of ceics
fron which , € -alietlyd- & -lcto- -
carbaxycaprylic o.?id (1v), l-isopropyl—3~:.xc‘.;2\yl-
l.-’nyarcncycyclc;mnta::c-ﬂ, i-ai carboxylic ccid (v),

aethyl suceinic cetd (VI), butm.p,thyl.(_ﬂuwnc
acid (VII), and cethyl- /O v soxbosydl pinic
ceid (VIIT) have bocs separcted. Th2 cddniion ©F
11T by

ooy,
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K04 at 10° gives ClI{COCH, (C11)gCHCO0H, vI, cad
beto-rethyl-clpha-col oxyglutaric acid (IX). ‘hen
111 was oxidized at 60° only VI could be identified
anong the reaction products. -n emulsicn of 10 G

II in 250 ml 5% 1SO4 is treated with KnC4 at 6
until the color no longer disappears, the MnG A formed
is decorposcd LY passing S04 into the solution, and
the latter is cutracted with ether. The volatile
corponents orc reuoved by stean distillation, the
ncutral substonces &rc scparated by extroction with
cther, leaving 1.2) 58 of nonvolatile acids (fraction
¢). On further extraction othert/ an cdditional

0.3 g of nonvolatile acids 1s obtaincd (fraction b).

Cord : 3/6
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CIQCOOIZ). The tricthyl ester of IX, bp 100~103°/
1.5-1.7 my, 49 p 1.4364, hos been synthesized for
corparison purpcscs by condensing 16 s CE{J—(CCOCZIIﬁ A
end 11.b gxis CHzCH=CHCOCC IS with Clilshias scponifico-
tion of the conflensction product (refluwxing with 5%
cleoholic KGI) yields IX, 1D 131-132°. The condensa-
tion of 15.7 s of the tricthyl cster of beta~ncthyl-
c.lpha-cc.rboxy(;].utaric acid with 20.0 (g8 DreilgCecCeils™
in the presence gf No in obs ether gives the tetra-
cthyl cster of —x;)x:thyl- ) ', ff ',-dicar‘%c/,xydi-
pinic acid (XI agid), vield 62.5%, by 153-155 /0.3 Y,
ni D 1.4490, d;b 1.1090, [R/D [5ic] 7.2 (caleu-

. lated 86.9); sap(?r‘.ffication of the latter product gives

L APRARINS S IS e & >

Synthetic inalofSe

:bs Jour: Ief “hur-khin., No 11, 1959, 38774 .
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153-154C (fron conc icl). Dota on the w spsctm
of IVa cnd X and on the IR speetra of the ue vhyl
cster of V oad of X ore given. For Corzamicoiion
LOOWI sce RZIhin, 1959, 8395- -- 1. Novotiny.
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Ibs Jour : Rof Zhur-Khiniya, No 9, 1959, 31508

anol-3 /. -onc-17 acc’cato.(II) is prg—o
thenty Beondmbon of T 18 SCLeS” o
Y elt. De
yf’t01(5 0([)';)?58%1,4-'550 (e = 1.5% Thg sglu-
i:ign c’n? 11 in CHC1 ii,s g}lﬁggdfﬁg Zoaﬁours,
Y i 0 solution ‘ 0
p :rLlE hléofgpigg%mo androstanol=3 </ -onctl’] .
~€Iil)' is separated, yicld 89 pozconog)t. 1t
208-2070, [Cx]20D = +53° (¢ = 3% 2]
I:{s obtained again by acct;rlg.pionlg B tr'iace-
16 {- —broroandrostancdiol=32% —y brlooos
'ﬂt'- is forned, with a simltoncous {[ I"‘with
r.:{t(ion at Cp ’, by the reduction ?ftho e
I%I;.BH,« (at 581@‘ alcohol, 20 hours); y

: 2/16
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by boiling IV with nethanol solution of

KOH (48 hours), yicld 70 percenty nclb.

5, 181-182° (fro: ~octonc-petre ethor),
¢]20p = +94° (g = 5.42; alc.)y which

confirns the 16 configuration of Br,

The configuration of OH at C in

-no V wos cstablished by hyd 3%dnation

of v (5 percent Pd / CaCO3\ in alcohol)
into thc known anarostancdiol=3 Tt o 17 f.’:

diacctate, nelt. D 161-162° (fron CH%OH),
[cx 120D = +119.2° (¢ = 1.23). Oxidation of
IV with Cr03 in CH cooH (20°, 20 hours)

produces 16 f> -bro Joandrostanol=3 cr.~ono=17

acetate, nelte De 103-10509- (fron CH,OH),

[o]20D = +1070 (c = 1.49), which viien

Card s 4/16
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Lbs Jour : Ref Zhur~Khiniya, No 9, 1959, 31508

hours. The olly product obt:ined, when
acetylated wi’c% ?CH3CO )§ in pyridinc,
produces 16 (x Mbrouoandfostanediol-3 CA g

17 /2 cdacetate (II), tlelt.op. 171-172
(fron CH30H), []20D = 29 (¢ = 2.07).
The 16 ¢v configuration of Br in IX 1s
confrined by dehycdrobronination (boiling
with nothanol KOH for 72 hours) into 165
17 /4 -cpoxyandrostanol=3 ¢ , yleld 82 per-
ccht, -iolt. p. 190-192° (affer erystalliza-
tion from CH-OH an~ sublinction at 180° /
0.1 rm), [x720D = 435,59 (¢ = 1,69); aco-
tata, clt. 185-188° (fron cnéon),
[(x]éOD = +2gé (¢ = 1.85). By tht saponi-

Card : 6/18
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CZECHOSLOV.KI/./Organic Cheriistry. Natural Conpounds  G=3
and Thoir Synthctic [nnlogucs.

Lbs Jour : Ref gnur=Kniniya, No 9, 1959, 31508

203° (from CH,OH), [c£]2% = +113° (¢ =
= 2,39) is ob%ained, which when oxidized
with Cr0q in CH,COOH, producc VIII, yield
50 pcreeht. Lnalogous conversions werc car-
ricd OEZ with dehydroepiandrostorous acctate.
%9 -androstadienediol-3 1 .17 diacetate
is obtained fron the latter (sinilarlyto I),
yicla 48 percent, calt. D, 147-1480 (fron
bonz.-pctT. ether), (e 320D = -49,7° (¢ =
= 3.82); when broiiinated in cCl, at =10,
thls Aiscetate produccs AN 5-1% Y, =broro=-
androstenol=3 3 =-one-17 acetate (XII),
yield 77 percent, nelt. pe 181-183° (fron
alc.), (120D = ~23.,7° (¢ = 3.77). BY the

Card : 8/16
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¢4720D = #9° (e =_2.22). By tha s~ponifi-
EgélonDof x%, ([3 9216 /3 -bro:wo.- andrestono-
aii-3 3 ,17;/3 is obtained, melt.op. 125-
-176° (fron CHgOH), [&x]20D = ~41.5 (9 =

= 187). The dehydrobroninatlon of VY (e~
thonol solution of KOH), 20°, 48 hours)
results in dehydrecepiandrostaerone (Xv1),
yield 67 pcrcent, mclt. D. 147-1480 (from
CHLOH), [21]20D = +2.80 bc = 1.75), which
confiri:s the 16 2 —configuration of BI;. By
the gxidation of VI with CrO3 i% pyridince,

PAS gJ-‘(-16-"% -bronoandrostenocl=3 /3 ~one-17
acetato (XVII) is produced, yicld 69 per-
ccnt, ‘lt. pe 173-174° (fron CH30H),

Card : 10/16
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CZECHOSLOV J{L./agg Thaoir Synthetic fnalogucs.

ibs Jour : Ref Zhur-Khimlya, No 9, 1959, 31508

~napated fron this nixturc after acctyla-
?;;g?xrwith (OH3C0) 0 in pyridine anc ;réggqi&
1ization fron CH% . XX:oyield 33 pe c n %6)‘
nolt. p. 186-1888, [0r]20D = -940 ¢ = ,2+6):
KXTI: yicld 15 percent, -elt pe 203~ b, }
[t ]20D = =640 (¢ = 1,34). The dehydx;oéxz'o
nination of XXI results 1g }':VI,3 yielfc). 2 -
percent, and from XX/ =16 /. 417/2 -1§<3)—
¥yandrostenol-3 3 is forned, :.1013.(;7._ :
-1440 (fron CH;O0H), [ 320D = -23 o c(:f- 1
= 1.84); acctato, nclte pe 168-169 X%),r.
CHOH), [¢7.]20D = =685 (c = 1.11). .
and XIX diketones were uscd to obtajin gg
neric 16-bromotestosterones. The reduc on

Card : 12/16

APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4"



‘‘‘‘‘

"APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4

N
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an® Their Synthetic lnaloguos.

.bs Jour : Ref Zhur-Khiniy~, No 9, 1959, 31508

of XV with Li/1H, at 0° nroduces cruce
) H16 ¢+ =bronoandrostencdiol=3 & 417 3
(XXI1), which is oxidizod in CHCla"‘W th
froshly prepared MnOo (20°, 18 hodrs) into
s %=16 ¢ =bronoandrostenol~l7 /3 ~onc=3

(XXIII), yiela 21 percent, nelt. Bé 172-174°

ron chlorof.-petr. ether), [¢x]20D = +53,80

Eg = 2.6); acotgto, rielt p: 216-217° (f};om
CH OH), [O‘,]QOD = 4+29.80 (c_= 1.41). _’_/_': fe=

-1% /5 =bronoandrostenol-17 ;3 -onc=3 (XXV)

is synthesized analogously to XQAITI fron

XIX through thc crude 16-cpinmer of XXIX
(XX1V), yicld 26 porcent, nclt. De. 187~189°
(fron acotone), [Cx¥]20D = +73° (c = 2,149);

Card s 13/16
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ond Thelr Bynthetic fnaloguos.
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acetate,
[>]2
tion of Br in XXIII

nelt. pe 158-19590 (fron CHAO0H)
Op'= 41269 (¢ = 2.41). The con} r

igura-
an? XXV is confirned by

thoir oxydation with Crg; in pyridinc into

XIV, yicld 65 pereent,
pcercent respectively.
$£1ion of XXII (boiling with
48 hours) resulted in a procduct,

an? XIX, yield 67
The dehydrobronina-
nethanol KOH fov
the infra-

red spectrun of vhich @d1id not show the CO

group; on the contrar

y, the product of dc=-

hydrobronination of XXIV contained theCO

group, which confirn
OH in
syzed also in anothe

H l[r/ls

Caxrd
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ibs Jour : Ref Zhur-Khiniya, No 9, 1955, 31508

nelt, ps 190-1919 (fron CH30H), [¢.]20D =

=, 445,5 percent (c = 1.82)"wos obtainced by
neagting XVIII in 87 percont HCOOHj; /7=
163 =bromodiol=3/3 ,17/3 3-fornate (XXIV)
15 scparsted fron tho latter with Li/lH-
-[0C(CH3)313 (at 00, 10 nin), yicld 97 per-
cont m%-l%. Pe 174—3.750 (fron benz.),

[ 120p = 590 (c = 2.42). XVI can also be
synthesized with a 30 percent yield by par=-
tial fornylation of XIX, heating with 87 per-
cont HCOOH for 15 nin. Lvetylation cf XXVI
with (CH2C0)50 in pyridinc rosults in 3-for-
rmto-l?-%xcet..to of /M ~16 /} =brornoandro-
stonediol=3 /~ W17/3 4 yickd 81 percent, nclt.

Card t 15/16 )
/b5
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and Theif Synthetic fn~logucs,

Lbs Jour : Ref Zhur-Khiniya, No 9, 1959, 31508

Pe 200-201° (from chlrof.-CH,0H), [ ¢x]20D =
= 45420 (¢ = 2,58)., The lhttér producas XXV
acetate by the oxidation with 11 isopropy-
late in toluene in the prescence of eyclohe-
Xanone, anc the XXV acetate produces XXV by
saponification, Data concerning the ultra-
violet spectra of XIV, XIX, XXIII an? XXV
are presented, 411 thoe [CLjDs uere detorni-

ned in CHCI%, the cxcoptions are nentioned,

Sec Ref Zhur-Khiniya, 1958, 81783, for roport
XXXIV, -= fintonin E-r.

Card 2 16/16
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‘ Posticides.
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® Luthor 3 Farkas, Je, Kourin, Pe, Sorm, Fe--
%?:gc : Eho Rolationship botwoen Choniical Structure

idal Lotivity of Pyrothroid Cor
;gSnggfe%gchnaloguos of Chrysanthenic fcid
Containing Atons of Chlorine in tho S8idec
Chain.

Cherle 115ty’ 1958, 52, No ’r’ 688-694

Orig Pub

the purpose of investigating the rcla-
tbstract ¢ Eggnshippbesweon the insecticidal activity
and structure, c¢is-(Ia) and trans=2=( 3[) -

s 1/9
H-%0
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CZECHOSLOVAKIA/Chemical Technology. Chemilcal
Products and Their Applications.

Pesticides.
Abs Jour : Ref Zhur-Khimiya, No 7, 1959, 24569

dichlorvinyl)=3,3-dimethylcyclopropane
carbonic acids lIb), and also ester of

Ib ané 2-allyl-3=méthyl-4~-o0xy-2-cyclopen=
tenone (allylretrolon) (II) were synthe-
sized. By the addition of CCl, to 3-methyl-
butane~l in the presence of benzoyl pero=
xide (23 hours in an autoclave at 90-95°)

a 38 percent yield of 1,1,1,3~tetrachlor-

=4-methylpentane (III) of g -820/10 mm

boiling point and 1.4860 n was obtai-
ned. In the dehydrochlorination of alco-
hol solution of III with 1 mol of KOH

(48 hours at 00), 1,1,1-trichlor-4-methyl-

s 2/9

ke
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Pesticides.

Abs Jour : Ref Zhur-Khimiya, No 7, 1959, 24569

pentene-2 (IV) of 78=83°/30 mm and of
1.4800 n20D is being formed, In the pre-
Sence of 2 mols of KOH (48 hours at 200)
III yields a mixture containing 90 percent
of IV (or also 1,1,3-trichlor-4-methy1pen-
tene-1) and 10 percent of 1,l-dichlor=3=-
-ethoxy-4-methy1pentene-l. fhe acetylation
of l,l,1-trichlor—2-oxy-4-meth lpentene 3

(Ref Zhur-Khimiya, 1957id37259 while hea-

ting with acetic anhydride in CotigN (3
hours up to 100°) results in thé g6 per-

cent yield of 1,1 l-trichlor~2 acetoxy-4-
~methylpentene=3 (V) of 989,10 o boiling

Card t 3/9

APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4



-

ERrA L a

s s ’ N eal Biny ENSERT I B9 TR - .
G A — 3 EARTICHR X WETTA 14 I RN DRNEER B LB w N T e S S 4

'APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4

Ty A ey T vt
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Pesticides.

Abs Jour : Ref Zhur-Khimiya, No 7, 1959, 24569

point and 144795 n20D, Analogically, from

a mixture of 1,1,1-tr1chlor-2-oxy-4-methy1-
pentene=3 and -pentene-4, obtained through
condensation of chloral and iso-butylene

in accordance with Callonge and Perro (Ref
Zhur-Khimiya, 1955, 26089; 1957, 54285)
forms a mixture of V and 1,1,l-~trichlor-2-
~acetoxy-4=-methylpentene=4 (\’iI) with 89 per=-

cent yileld. By introducing an ether solu-
tion of V drop by drop (in the course of 3
nours) to the suspension of 2n dust in the
boiling mixture of ether and Cl3COCH 76

gxethyipe

. perzent yield of ly1=-dichlor=4- nta-

s 4/9
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Abs Jour : Ref Zhur-Khimiya, No 7, 1959, 24569

diene=1,3 (VII) of 165-170°/720 mm boi-
1ing point, 1,5199 n2lp, 1gg of 4.87
at 253 m KL 1s derived. Analo@ifally, by
conducting the reduction of a mixture of
V and VI, 62 percent yield of a mixture
containing VII and its unconjugated isomer
(of 145-1500/220 mm boiling point of a mix-
ture 1,4798 n20D) is obtained, which, iso-
merized by heating for 1 hour with n-tolu-
ene sulfohic acid up to 150°, results in
81 percent yieid of VII. When mixture of
0Oe¢3 mols of VII and 0,2 mols of dlazoace~
tic ester are added drop by drop in the

Card H 5/9
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CZECHOSLOVAKIA/Chemical Technology. Chemical H-18
Products and Their Applications.
Pesticides.

Abs Jour : Ref Zhur-Khimiya, No 7, 1959, 24569

course of 4 hours to 0.5 g of Cu-dust hea~-
ted to 110°, followed by filtering-ow the
catalyst and subjecting the filtrate to
fractional distillation, 17.52 g of a mix-
ture containing ethyl esters of Ia and Ib
acids 1s obtained, having 119-120°/15 mm
boiling point and 1,4883 n<'D. Purest sample
of the mixture [with 130-135°/15 mm boiling
point (bath temperature) and 1.4907 n20p] 1s
obtained after hydrolysis and aesterification
of the Ta and Ib mixtures (La Forge, F. B.
Berthl, Vi. Fo, Je OTg. Chem., 1947’ 12, 196).
. The purified mixture of esters (15.16 g) 1s

Card s 6/9
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Products and Their Applications.
Pesticides.

: Ref Zhur-Khimiya, No 7, 1959; 24569

neated for 4 hours at 100° in 80 ml CH4COOH
and 15 ml of 20 percent HC1 (acid), foilowed
by pouring into water, extraction with petro-
leum ether, fractionaéion yielding 10.5 g

L O g ofl that has 100-110° /0,2 boiling
point, which after mixing with 10 ml of n=-
hexane produces 7.46 g of la and Ib mixture

of 60-65° melting point. By agitating 2.8 g
of the preceeding mixture in 20 ml of he-
xane, 0,85 g of Ib having 95=96,5° melting
point (from nexane) are obtained. From mo-
ther llquors obtained after the separation

of Ib, upon extended standing at =309, 0.1 g

: 9/9
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of Ia having 88-89° melting point (from
Hexane) are derived. By heating 0277 g
Ib with 1 m1 SOCl, in 3 ml of n=hexane
{1 hour on a steal bath), followed by
dissolving of raw chloranhydride in 5 ml
C¢Hy, addition of 0e2 g II, and 12 hours
séanding of the mixture, 0.2 g of a com=
Slox ester of Tb acid with II are obtai-
ned with the boiling point of 140-150/0.2
mm and n20D of 1.5274. In conducting com-
parison tests of insecticidal activities
of Ib ester and II as against that of al-

' jetrine (on ordinary house flies), it has
been established that substitution of méethyl

s 8/9
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groups in the side chain of the chrysanthe-
mic acld with chlorine atoms does not lcad
to changes in the insecticidal activity of
a compound.
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Author ¢ Farkas, J., Kourim, P., Sorm, F.—

’.ﬁgge ‘ ';he Relationship between Chemical Structure

and Industrial Activity of the Pyrethrold
Compounds. II. Analogues of Chrysanthemic

Acid Containing Aryl Group.
Orig Pub : Chem. listy, 1958, 52, No 4, 695-706
Abstract : By the condensetion of diazoacetic ester
with the substituted derivation of styrol,

2-arylcyclopropane carbonic acids and the
osters with alletrolon (I) are obtaincd.

Card 1 1/12
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In the comparison of insecticidal activi-
ties of these esters with those of alle-
trene, it was established that the substi-
tution of iso-butylene in the chrysanthe-
mic acid (II) for a phenyl group does not
lead to the lowering of its activity, How-
ever, its activity is lowered when the phe=-
nyl group is being substituted. The presence
of hemin CH,=-groups in the cyclopropane ring
of IT 1s esdential from the standpoint of
insecticidal activity. The most effective of
all tho esters obtained are (&)-trans—2-phe-
nyl-33-dimethyloyclopropanecarbonic acid

Card g 2/12
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estor (trans-III; or its pravoratory anti-
podes (trans- (+) -III) with I. The abso-
iute configuration of trans-III has been
proved. The following aromatdec carbinols
RjRoRy o COH aro obtained (using usual
metﬁoas) from an aldehyde, ketone, or com-
pound ester and aryl, or alkyl-Mgﬁr, or
the corresponding Mgél derivatives. Presens=:
tgebare: By Roy Ray boiling point in ©C/mm,
n<“D, yiela in poréent. Thoy ares Hy Coligy
CeHg (TV), 110/15, 1.5262, 665 Clly, Cly,
Cetle 1 TV08 410 26577945 oo, CHg, B

[ zyl, 135/15, 1.5165, 64; CH i

Card s 3/12
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. 113/8,-1,5186, 713 CH m=xylyl, 119/20,
Tostad, 71y Gy, G Snedviyl TV, do2/8
(melting point 60—4§ [sic] 1.%129 73
3,5=dinitrobenzoate IV, melting poin£ of
133-1340); CH3, CHy, n-chlorbenzyl (V),
129/11 (340 meitin% point), =y 73 (3 5=
L S Senzoate V. melting point 128-127°):
CHyy CHyy 2 o aichlorobenzyl, 135/10, 1.5451
71 13,51dinitrohenzoate, mol%ing point 116°)
The following derivatives of styrol Ry o Cglig ¢
e CH = C(Rz)?R ) were obtained in tho} hours
of boiling of The corresponding alcohol with
30 percent excess of acetic anhydride and 1

’
[

Card t 4/12
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the contacttwéth
» Presente

B) o/

deld in- per-

boiling point in

1:
P14

1,5312, A’

1783357 4
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VI (n20p = 1.5490) €180 obtained with 80
percent yield from allylbonzene by heating o
it with 1 B rcent tertebutylate K up to 150 3
but vII (n 8D = 1,5314) with 55 percent yicl
by heating (1 hour) 1-methy1-3-metha11y1ben—
zene with 1 percent nptoluonesulfonic acld «a
160° temperature. 2-ar’lcyclopropanecarbonic

aclds B106ﬂ4CHC(R2)(¥3 CHCOOH were synthesi-

mixturc O 0.2~0,3 mols of corre-
sponding styrol derivative and 0,1 mols of
diazoacetic ester were added drop by drop
to 0.1 mols of styrol derivative and 1 B Cu
dust in the course of 6 hours at 120=125°

Card s 6/12
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with thc subsequent heating for 1/, hour
at 150°, The mixture of corrcspondgng ethyl
osters,. isolated by vacuum distillation, 1s
Saponifiod by boiling for 3 hours with 20
percent water-alcohol solution of KOH (50
porcent excess), From the mixture of stereo-
isomeric acids, after tho addition of potro-
loum other, Tthe corresponding cis=~acid in
crystalline form (notations of cis- and trans~
refer to corresponding positions of Ry e CgHa
and COOH groupsg is usually scparated., The
non-crystallizing mixtures are converted (by
’ means of 3 hour heating with 80Cl,) into Cetlg

Card s 7/12
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. with tho corresponding chloranhydridosy OF
clse by the intoraction of thoso chloran=
hydrides with M, solution in CHCly at 09y
into the correcsp nding amidese A11”the cls-
aclds vere recrystallized grom C¢Hg + pebro=
leum ether all the grans-aclds érom petroleo-
um ethore. 'fhe following arylcyclopropano aclds
werc obtained (given belov are Ry Roy Bay
yield in percent of the isomeric acias, el-
ting point in o¢ of trans- and cis=1lsomers,
poiling point in °C/mm of chloranhydrides of
cis- and trans- acids)s Hy Hy B vI1I, 59 ’
San -y =y (molting polnts By Fides &1sVIII

Card s 8/12
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and trans~VIII are 88=89° and 18906 molting
point of: toluidido cis-VIII is 174 )s- &H

Chiy (T, 50, Ll 7705
ﬁx(), 2, 14, 182y 2712311 (mo1t§ng

points of amides cis- and trans-III arec 98-
999 and 1410) 2-CH y , 40,
126, =, 144/ 1 gm

%oi—
ling point 1359 o.1 122/§ (melt
point. of toluldide trans-XI is 145-1470)
A-CH Gy, CH (XII) 62 142, 4%4,
105/0343

140-141 120/0.5, 2,4-01 é %ﬁ 46,
174 (7)) 98 (2)y =5 =3 H, C §ﬁ5, He k),

Card t 9/12
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‘ 58, =, 98y =y =~ Whon a mixture of solu-
tions of 6.5 g of trans-III in 50 ml of
other and 4.2 g (=) ephedrin in 10 ml of
othor are kept at 0C for 3 hours, 5485 2
(~)=ephodrin salt of trans=(+)-III of 1 8;
melting goint (from othylacdtate), 0{x 12
of 404510 (with 3.13, in ggHEOH) are deri-
ved. From mother liquors e tér addition of
4.9 g (=)-ephedrin and after keoping at 0°
for 5 hours, (=)=-cphedrin salt of trans-
(=)=III of {30-1310 melting po%nt (from
cthylacetate)y [ J20p -~ 33,8 (with 2.64
in C HgOH) is obtained, And from tho dccom-=

Card $ 10/12
H-?9
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osition of salts with 4 percent HCL -
{acid) - worc obtained free trans=(+)=IXI
oC8a-850 melting point, [ J20D + 319°
(with 4,93 in CHgOH) and trans=(=)=III of
84-85,5° melting point, [ o 120D = 3242°
(with 4.85, in ngagﬂ). Bstors of the pro-
coeding acids an arc obtained with yields

of approximately 50 percent in a mixture of
Celg + Czﬁ N from I and chloranhydride of
d

cOrrespo g acid when kceping a mixture
for 1 hour at 0° and 12 hours at approxima=
toly 20°, Aftor the usual trecatment of a
solutdon in CgHg, the rav cster is purified

: 11/12
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CZEC]IOSLOW.KII./ Organic Chendstry. Naturcl Corpounds cnd Their G
Synthetic fmnlogs.

“bs Jour: Bef Zhur-Khii., o 11, 1959, 38777

;uthor : Suchy, M. ond Sora, F.

Inst : —

Ticle . Chenistry of the Terpones. XC. Synthesis of 1,7~
ditwethyl-k-isopropyl-cyclodecaie (Gerrreraine)

ori Tub: Chen Listy, 52, lo 6, 1180-1185 (1958) (u Czech);
Collection Czecchoslov Chel Corrauy, 23, lio 12, 2175~
2180 (1958) (in English with o Tussici SuTory)

“Lssroct: The cuthors have synthesized l,7-di'.'.nthyl-h-isopropyl-
‘ cyclodecanc (I) which wes found to be identical with
{erineraie, obtainced by the coplete reduetion of
gercerciue. The condausation of CIIC]ILCOIHE& wvith

Cerd 1 /7

APﬁHﬁ\ziE’BO 11 Jorranic Chouistry. Haturol corpounds ead Their G
iégﬁ- 108/25/2000 CIA-RDP86-00513R001652420016-4"
. Abs Jour: Ref Zhur-khin., lic M, 1959, 387T7.

(Clig) g CICHD Gives the diaudde of & , & r-ateyonco-
- A7 “isopropylglutaric ecid (1I), which on saponifi-
ection and decerboxylation glves beta-isopropylglutarie
acid (III). The dicthyl ester of III on reduction
with Li iy gives 3-isopropylpentcnc-l,S-diol (IV)
fron which 3-1sopro. yl-1,5-dilodo; cntane (v) is ob~-
tained. The cendensation of V with CI3CHn (COUCIlg) g
gcives an esier which on saporitication yields (X

\ ‘-dinethyl- , X ' -dicarboxy- ~5.800TOPYL~
azblaic ecid (VI);. decorboxylation of VI cives O

' .Qincthyl- © -iscpropylezelaic ccid (VII).
e henicster of VII (VIII) [si¢/ is converted to
the acyl chloride (rz) which by the .-'.r.)(lt-?stcrt
S -

reaction (ives the dircthyl ester of X




"APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4

" A -
CE’J'CHOSL(:V.'.}(L‘./ orgonice Chendstry. IIatural Corpovads aod helr G
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‘bs Jour: Lef Zhur-Khii., io 11, 1959, 38777

diuethyl- 6 -isopropylscbacic acid (X). Thiz
acyloin condensation of X ¢ives the hydrexyhkeiene
(x1). The reduction of XI according to ’Clc”r.t.xcnscn
Gives o nixture fron vhich I is isolated alter hydro-
genction of the hydrocarbon fraction. The lictone
fraction is similerly converted to purcf vi:. the
cthylcncthiol:ctal ord desulfurizotion with :c.ney
Mi. fThe IR spectra of synthetic and sotural I
(the curves ore given) are identicol. ol 33
CHCHCONIL g in 50 1 weter are treated drogiiwlfss

' with o nixture of 35 1S (cui)z crcio and | 6(,;.,
piperidine cnd the solution sostirrcu faz ; hfs .
ot 130; II is gbtained, rp 152°. The hydrolysis o

Coxrd : 3/ 7

e uZEUIOSLEVAKLS/ OFenic Choristry. Natural Corpounds and Thelir G
Synthetic /nalogs.

. ;s Jour: Def Zhur-Khin., lio 11, 1959, 38777.
APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4"

IT by boiling with 252 s conc MCL gives I1Z, p

102°%. The action of 1€l (gos) on III in clecohol

Gives 35.2 (s of the dicthyl ester of IIT, bp 148-
1500/15 mm. Reduction of the latter with Lilldy

wider the usual conditions gives IV, by 1b7-148%9/

15 1y, ‘hen 35 g IV and 300 (us triphenoxyphosphoniwa
yiethyl iodide, added in snell portions, ore heoted

4 hrs to 607 cnd the resulting product niiture is
stbjected to chromntegrophy on A1303 (active towords

1v), 57.1 i3 of V arc obtained, bp 138-142°/2 .

11 ;a8 V oare added to a nixture of 11 o= CH}CZI(CGCC,ZIIS) ‘2
and 1.b g Madl in 70 1l toluene, the solutioh is heoted ™
for 1 hr at 110°, the tetroethyl ester is scporated,

: b7
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Synthetic inalogs.

ibs Jour: Ref Zhur-Khin., No 11, 1959, 38777

scponified with nethenolic KOH (10 gus per 100

nl), the resulting solution is refluxed cnd treated
[3i¢], civing VI, 176-177° (decorp; fron water).
The dccarboxylation of 25.1 gos VI ab 169°/15
cives 16.7 ¢ns VIL, bp 180-1820/0.1 m. 156.7 Gu8
VII in 300 nl cther are treated with 1 nol of an
cther solution of CIgHR and the resulting solution
is cooled (with stirring); 8.1 s VIII arc obtained,
vp 145-1469/0.3 mm. 8.1 gus VIIL in Cplij react
with B0Cl; to give 8.7 gos IX which is added drop-
wise with cooling to -15° to an ether solution of
e (prepared frou 2 g8 nitrosomthylurca). The
dinzoketone which is obtained is decorposed (5 por-

APPROVED FOR RELEASE: 08/25/2000
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